General: All reactions were carried out under Ar in flame-dried glassware. The solvents used were purified by distillation over the drying agents indicated and were transferred under Ar: THF, Et 2 O (Mg-anthracene), CH 2 Cl 2 (P 4 O 10 ), MeCN, Et 3 N (CaH 2 ), MeOH (Mg), DMF, DMA (Desmodur  , dibutyltin dilaurate), hexane, toluene (Na/K). Flash chromatography: Merck silica gel 60 (230-400 mesh). IR: Nicolet FT-7199 spectrometer, wavenumbers (ν ) in cm −1 . MS (EI): Finnigan MAT 8200 (70 eV), ESI-MS: Finnigan MAT 95, accurate mass determinations: Bruker APEX III FT-MS (7 T magnet). Melting points: Gallenkamp melting point apparatus (uncorrected). Elemental analyses: H. Kolbe, Mülheim/Ruhr. All commercially available compounds (Fluka, Lancaster, Aldrich) were used as received. NMR: Spectra were recorded on a Bruker DPX 300, AV 400, or DMX 600 spectrometer in the solvents indicated; chemical shifts (δ) are given in ppm relative to TMS, coupling constants (J) in Hz. The solvent signals were used as references and the chemical shifts converted to the TMS scale (CDCl 3 : δ C ≡ 77.0 ppm; residual CHCl 3 in CDCl 3 : δ H ≡ 7.24 ppm; CD 2 Cl 2 : δ C ≡ 53.8 ppm; residual CH 2 Cl 2 in CD 2 Cl 2 : δ H ≡ 5.32 ppm). Where indicated, the signal assignments in the NMR spectra are unambiguous; the numbering scheme is arbitrary and is shown in the inserts. The assignments are based upon 1D and 2D spectra recorded using the following pulse sequences from the Bruker standard pulse program library: DEPT; COSY (cosygs and cosydqtp); HSQC (invietgssi) optimized for 1 J(C,H) = 145 Hz; HMBC (inv4gslplrnd) for correlations via n J(C,H); HSQC-TOCSY (invietgsml) using an MLEV17 mixing time of 120 ms.
; IR (KAP): 3078, 2981, 2936, 2838, 1735, 1607, 1511, 1465, 1443, 1367, 1291, 1248, 1214, 1190, 1033 158.8, 133.7, 132.2, 129.0, 120.3, 119.6, 114.3, 114.3, 88.0, 80.2, 71.2, 61.5 (2C), 57.1, 36.5, 23.8, 22 .1 (2C), 14.1 (2C); IR (neat): 3077, 2980 , 2935 , 1736 , 1594 , 1489 , 1446 , 1385 , 1368 , 1288 , 1262 , 1216 , 1189 , 1123 MS (EI) 
Dimethyl 2-(2-cyclohexen-1-yl)-2-(3-phenyl-2-propynyl)malonate, 6a
Colorless oil (682 mg, 95%); R f = 0.38 (hexane/ethyl acetate, 10: 1, 128.2, 127.9 (2C), 127.6, 123.4, 85.2, 83.4, 60.9, 52.5, 52.4, 39.1, 24.9, 24.4, 23.3, 22.3; IR (KAP) : 3034, 2998, 2950, 2861, 2839, 1734, 1650, 1598, 1572, 1491, 1435, 1271, 1224, 1201, 1074, 758, 726, 692 170.5, 170.3, 159.3, 132.9 (2C), 129.0, 127.6, 115.5, 113.8 (2C), 83.4, 83.1, 60.8, 55.2, 52.5, 52.3, 39.0, 24.9, 24.3, 23.3, 22.3; IR (neat) : 3036, 3000, 1950, 1838, 1733, 1607, 1510, 1435, 1290, 1247, 1224, 1200, 1181, 1032 127.8, 123.6, 85.5, 83.2, 61.5, 61.4, 60.7, 43.0, 31.6, 29.8, 28.0, 26.1, 24.1, 14.2, 14.1; IR (KAP) : 3022, 2980, 2925, 2851, 1730, 1648, 1598, 1571, 1491, 1443, 1273, 1221, 1192, 1098, 1046, 757, 692 132.8, 131.6, 115.8, 113.8 (2C), 83.8, 82.9, 61.3, 61.3, 60.7, 55.2, 43.0, 31.5, 29.8, 27.9, 26.1, 24.0, 14.1, 14.0; IR (neat) : 2930, 1725, 1606, 1509, 1444, 1244, 1181, 1030, 831 5, 170.2, 157.9, 132.7, 132.3, 130.9, 129.9, 119.7, 114.8, 109.5, 92.3, 78.2, 61.8, 61.7, 61.1, 43.2, 31.6, 30.1, 27.9, 26.0, 25.0, 14.1, 14.0 
Diethyl 2-(2-cyclohepten-1-yl)-2-{3-[4-(trifluoromethyl)phenyl]-2-propynyl}malonate, 8d
Colorless oil (0.44 g, 98%); 2928 , 2852 , 1732 , 1616 , 1446 , 1404 , 1325 , 1372 , 1331 , 1186 , 1167 , 1128 , 1105 , 1068 , 1047 , 1018 MS (EI) : m/z (%): 436 (7) 
Diethyl 2-[3-(1-benzofuran-2-yl)-2-propynyl]-2-(2-cyclohepten-1-yl)malonate, 8e
Colorless oil (0.27 g, 96%); 8, 169.7, 154.6, 138.9, 132.5, 132.3, 127.7, 125.2, 123.1, 121.0, 111.1, 110.8, 92.3, 73.8, 61.6 (2C), 60.7, 43.3, 31.4, 29.9, 27.9, 26.0, 24.2, 13.1 (2C) ; IR (neat): 2927, 2851, 1731, 1568, 1450, 1306, 1255, 1222, 1194, 1097, 1046 
Products
General Procedure for the PtCl 2 -Catalyzed Cycloisomerization Reaction PtCl 2 (10 mol-%) was added to a solution of the enyne in toluene (0.2 M), CO was bubbled through the solution for ca. 30 seconds and the resulting mixture was stirred at 80 °C under CO atmosphere until the reaction was complete (GC/MS and TLC). The solvent was evaporated and the residue purified by flash chromatography (hexane/ethyl acetate or pentane/diethyl ether mixture) to give the cyclobutene derivative in analytically pure form. 2980, 2935, 1730, 1448, 1299, 1262, 1243, 1187, 1085, 1055 Comments on structure analysis: -5 and C-6, or between C-3 and C-4, or C-3 and C-6, or C-6 and C-7. 
The COSY spectrum together with the HMQC spectrum reveals the presence of a CH 2 -CH-CH-CH 2 chain (i.e., C-2,C-3,C-6,C-7). It rules out that the double bond could be between C

While the presence of a CH 2 -CH-CH-CH 2 chain could be reconciled with a C2-C-3 double bond (i.e., the CH 2 -CH-CH-CH 2 chain is C-4,C-5,C-6,C-7), this is inconsistent with the observation of a strong cross peak in the HMBC spectrum [due to long range J( 13 C, 1 H) coupling] between the olefinic carbon and H-13 in the aromatic group and a weaker one between C-8 (Ar, C-ipso) and the olefinic H.
It follows that the aromatic group is bonded to an olefinic carbon atom.
The assigned structure is fully consistent with the cross peaks observed in the HMBC spectrum.
3.
If the double bond were located elsewhere in the bicycloheptene framework, either C-3 or C-6 would have no directly bonded proton. However, clearly, .
Analysis of the proton NMR spectra provides further convincing support for this structure assignment. The "parent" compound with H on C-5 instead of the aromatic residue has a plane of symmetry. The presence of the C-5-aryl group lifts this symmetry, but the chemical shifts of H-2' and H-7' are very similar, as are those of H-2″ and H-7″, and those of H-3 and H-6.
Furthermore, the 1 2, 170.7, 142.8, 141.9, 134.8, 128.4 (2C), 127.3, 125.4 (2C), 68.8, 52.7, 52.1, 46.3, 42.6, 41.1, 34.1, 25.9, 23.6, 21.6 ; IR (KAP): 3026, 2951, 2862, 1733, 1653, 1598, 1581, 1493, 1448, 1434, 1255, 1206, 1162, 1063, 765, 753, 737, 698 cm 4, 169.7, 145.4, 140.3, 135.0, 128.5 (2C), 126.7, 125.7 (2C), 71.5, 61.3, 60.9, 49.8, 42.5, 40.9, 32.2, 29.6, 28.6, 27.6, 27.5, 14.1 (2C) ; IR (KAP): 3080, 3055, 3023, 2979, 2928, 2854, 1731, 1653, 1597, 1573, 1494, 1446, 1366, 1295, 1249, 1177, 1126, 1059, 767, 695 19 (d, J = 8.8, 2H, 6.85 (d, J = 8.9 Hz, 2H, 4.18 (m, 2H, 4.07 (m, 2H, 3.78 (s, 3H, 3.48 (m, 1H, 3.17 (m, 1H, , 2.70 (m, 1H, H-2), 2.62 (m, 1H, H-11a), 2.31 (dd, J = 13.8, 7.3 Hz, 1H, 2.26 (ddd, J = 13.8, 8.0, 0.6 Hz, 1H, S-11 1, 152.9, 146.6, 134.4, 128.5, 127.9, 122.5, 120.4, 116.2, 69.5, 61.3, 61.2, 50.2, 43.3, 42.9, 33.4, 30.0, 29.1, 27.8, 27.0, 14.0, 14.0 169.6, 148.9, 145.7, 136.8, 125.7 (2C) , (3 carbon signals are not detected), 125.4 (q, J CF =3.7 Hz, 2C), 71. 1, 61.4, 61.0, 50.1, 42.4, 40.9, 32.1, 29.7, 28.5, 27.3, 27.3, 14.1, 14.0 2, 169.5, 154.9, 152.4, 148.0, 131.4, 128.7, 124.0, 122.7, 120.7, 111.0, 102.1, 71.4, 61.3, 61.0, 51.5, 42.8, 40.7, 32.2, 30.0, 29.3, 28.6, 27.3, 14.1, 14.0; IR (neat) : 2979, 2929, 2855, 1731, 1671, 1450, 1366, 1298, 1252, 1177, 1125, 1108, 1058, 1017 
H, 1 H coupling constants between H-2', H-2″ and H-3 are very similar to the corresponding couplings between H-7', H-7″ and H-6.
The essential features of the spectra remain unaltered by introduction of the -(CH 2 ) 4 -chain spanning C-2 and C-4 as present in the following compounds:
X X O i-δ = 173.ν = 3057,ν =δ = 7.ν =
